C atalytic activation of CO 2 has been recognized as a key strategy for its conversion into value-added chemicals relevant for the fine-chemical, pharmaceutical and polymer industry [1] [2] [3] [4] [5] [6] . The use of high-energy reactants helps to overcome the thermodynamic challenge in CO 2 conversion. Such approaches are among the most popular and widely developed areas of CO 2 conversion catalysis with a prominent position for cyclic (oxetanes, aziridines and epoxides) 7-9 as well as acyclic substrates including (homo)propargylic/allylic amines or alcohols [10] [11] [12] [13] [14] [15] . Most of the reported approaches towards the activation of these substrates involve the use of Lewis acid catalysts in combination with a (proposed) heteroatom-based pre-activation of the CO 2 molecule following cyclization towards the final product. Despite the considerable progress noted in this important area of CO 2 catalysis [16] [17] [18] [19] , the determination of the exact nature of the common intermediates involved under turnover (operando) conditions poses a huge challenge.
C atalytic activation of CO 2 has been recognized as a key strategy for its conversion into value-added chemicals relevant for the fine-chemical, pharmaceutical and polymer industry [1] [2] [3] [4] [5] [6] . The use of high-energy reactants helps to overcome the thermodynamic challenge in CO 2 conversion. Such approaches are among the most popular and widely developed areas of CO 2 conversion catalysis with a prominent position for cyclic (oxetanes, aziridines and epoxides) [7] [8] [9] as well as acyclic substrates including (homo)propargylic/allylic amines or alcohols [10] [11] [12] [13] [14] [15] . Most of the reported approaches towards the activation of these substrates involve the use of Lewis acid catalysts in combination with a (proposed) heteroatom-based pre-activation of the CO 2 molecule following cyclization towards the final product. Despite the considerable progress noted in this important area of CO 2 catalysis [16] [17] [18] [19] , the determination of the exact nature of the common intermediates involved under turnover (operando) conditions poses a huge challenge.
The use of functionalized substrates, and specifically alcohol-and amine-substituted scaffolds, has expanded over the last decade 20 . This has allowed for efficient and powerful substratecontrolled CO 2 conversions where the functional group plays an active and decisive role in the catalytic event by producing a CO 2 -based nucleophile and controlling important process features such as the overall kinetics and stereoselectivity. Conventionally, Lewis acid activation of small cyclic ethers such as epoxides and oxetanes is carried out in the presence of an external nucleophile (usually a halide) to enhance the efficiency of the ring-opening of the metalbound substrate and its coupling reaction with CO 2 (top of Fig. 1 ). There are scarce reports on epoxide-CO 2 coupling reactions that proceed in the absence of such an external nucleophile, which offer more sustainable and attractive alternatives 21, 22 . A recent bimetallic oxygen-bridged Al complex was shown to activate and insert CO 2 into one of the Al− O bonds in the absence of an external nucleophile as shown by NMR spectroscopy and density functional theory (DFT)-based studies 23 . In recent work (bottom of Fig. 1 ), we demonstrated that CO 2 can be transformed into cyclic carbonates or carbamates using epoxy alcohols or epoxy amines in the absence of nucleophile 7, 24, 25 . We tentatively proposed the formation of an alkyl carbonate anion that acts as an in situ-prepared internal nucleophile that mediates the ring-opening of the epoxide. Such alkyl carbonic acid-derived intermediates are regarded as elusive species due to their instability 26 . In anionic form, they have been spectroscopically and experimentally studied by trapping or stabilizing with suitable alcohol/base mixtures [27] [28] [29] [30] [31] . However, the exact structural nature of the presumed alkyl carbonate species and how it interacts with the catalyst and medium under operando conditions remains open to debate.
Hydrogen bonding interactions have been recognized to be of imminent importance in the area of cyclic carbonate formation to activate the oxirane unit of the epoxide substrate towards ringopening and/or further stabilizing intermediates [32] [33] [34] [35] . Recently, Della Monica and co-workers found that in situ formation of dimeric epoxy alcohols mediated through hydrogen bonding is the key to facilitate the epoxide ring-opening and formation of carbonate product 36 . Jamison and co-workers reported that hydrogen bonding mediated by water promotes epoxide-opening cascade reactions towards the synthesis of ladder polyethers 37, 38 . Hydrogen-bondingpromoted reactions in the presence of water are often overlooked in synthetic chemistry as most transformations take place in an organic solvent, but it has gradually been realized in the last two decades that even the presence of a trace amount of water is often crucial in relation to the observed reactivity [39] [40] [41] [42] [43] [44] [45] [46] [47] [48] . Spectroscopic fingerprints of hydrogen-bonded water are available [41] [42] [43] and the role of water in biological events was recently shown to be measurable through vibrational spectra [44] [45] [46] . Particularly relevant to the present 
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The identification of catalytic intermediates in the conversion of carbon dioxide is vital for improved catalyst design and optimization of structure-reactivity relationships, but remains elusive. Here, we report that intermolecular hydrogen bonding interactions between an epoxy alcohol, water and the catalyst structure are crucial towards the formation of a cyclic carbonate from carbon dioxide. A combination of multiple in situ and ex situ techniques including substrate labelling, kinetic studies, computational analysis, operando infrared spectroscopy and X-ray diffraction was applied to identify and support the structural connectivities of several previously unknown intermediates. An epoxy alcohol-water cluster formed by hydrogen bonding was identified as the initial intermediate able to trap CO 2 and an elusive alkyl carbonate anion was also detected. The synergistic spectroscopic and computational analysis shown here offers a unique insight under operando conditions, as well as a useful analytical blueprint for key suggested intermediates in other mechanistically related CO 2 conversion processes.
work is the structure of glycidol-water clusters that was investigated by a combination of vibrational spectroscopy and DFT calculations 47, 48 . There has been much speculation about such water clusters, especially in the context of trapping methane and other gases in water cages composed of water dodecahedrons 41 .
In this work, we show that the coupling of glycidol (GLY) and CO 2 to afford glycidol carbonate (GLC) in the presence of an aluminium aminotriphenolate complex (see Fig. 1 ) proceeds through trapping of CO 2 by the glycidol substrate. This results in the formation of an epoxy-alcohol-water cluster that evolves into GLC with the Al complex acting both as a proton shuttle and as a stabilizer of a crucial alkyl carbonate intermediate. This multi-component system was examined by computational, experimental and in situ and operando infrared techniques. These combined efforts provided not only a rationale for the observed reactivity in the absence of an external nucleophile but also revealed key structural information on the catalytic intermediates including a water-stabilized glycidol-Al complex and an alkyl carbonate derivative before formation of the cyclic carbonate product. A combined kinetic measurement and DFT/infrared/X-ray analysis provided strong evidence for the intermediacy of elusive species and the importance of the alcohol function of the substrate for catalytic turnover. The consensus between the vibrational models and computational and experimental data 49, 50 especially in the fingerprint region (500-1,500 cm
) provides diagnostic insight into the nature and interactions of functional groups often proposed in a wide variety of CO 2 conversion reactions [7] [8] [9] [10] [11] [12] [13] [14] [15] [19] [20] [21] [22] [23] [24] [25] .
Results
Reactivity and kinetic measurements. As a model substrate for our investigation, we used GLY in combination with an aluminium aminotriphenolate complex (see Fig. 1 and Supplementary Method 1 for its structure). To confirm whether the epoxide ring-opening of GLY indeed occurs via an intramolecular attack of a nucleophile formed by activation of CO 2 through the alcohol unit, we performed a deuterium labelling experiment as shown in Fig. 2a 24 , the deuterated GLY (1) was exclusively converted into carbonate 5, which supports the occurrence of an intramolecular attack of the nucleophilic carbonate species 4 that is formed in situ. The formation of 3 via direct CO 2 insertion into the epoxide 2 as a result of a classic intermolecular ring-opening was not observed 51 . A comparison between the conversion of a chiral and deuterated substrate (Supplementary Method 4) suggested that inversion of the configuration in (S)-GLY had taken place to afford (R)-GLC without loss of stereochemistry. This implies that the intramolecular attack of the alkyl carbonate anion on the epoxide ring has clear S N 2 character, which is in line with DFT analysis of the reaction (see below; Fig. 3 , Supplementary Method 5 and Supplementary Fig. 1 ).
Kinetic experiments (Supplementary Method 6) were conducted to determine the reaction order for each component. An interesting effect was observed when measuring the influence of CO 2 on the reaction rate. When looking at the reaction rate at lower pressures (1-10 bar), we found a near first order dependence in CO 2 ( Fig. 2b) . At higher pressures between 10 and 30 bar, the solution presumably reaches CO 2 saturation and the reaction rate was unaffected by the CO 2 concentration, and these conditions were taken as a starting point for further kinetic experiments. At pressures > 30 bar, the yield of GLC drops probably due to a reduced solubility of the reagents in supersaturated CO 2 solution. This effect is most significant under supercritical conditions of CO 2 (> 73 bar, > 31 o C), giving only 18% conversion versus > 95% in the pressure range of 10-30 bar (Supplementary Method 6). Initially, we considered the possibility that two Al centres are involved in activating both the epoxide and alcohol moiety. However, kinetic measurements revealed an approximate first-order dependence on the aluminium complex, suggesting that only one molecule of catalyst is involved in the rate-determining step (Fig. 2b) . GLY was previously proposed to participate in catalysis via its hydroxyl group acting as a hydrogen bonding donor 36 . However, kinetic analysis revealed a clear first order in [GLY] , indicating that it does not engage in intermolecular activation of another GLY substrate molecule in the presence of the Al complex.
Computational investigation.
Bearing the first-order dependence on both reactant and Al catalyst in mind, we performed extensive DFT-based computational studies to model possible reaction mechanisms, both mono-and bi-metallic, and to investigate the stability of reaction intermediates and the energy barriers associated with their formation (see Supplementary Method 5 and Supplementary  Fig. 1 for full details). The resulting most favourable reaction Gibbs energy profile on the aluminium-catalysed formation of GLC is depicted in Fig. 3 , and these studies allowed us to embark on the spectroscopic determination of the key intermediates (see below).
The first step is coordination of GLY to the axial coordination site of the Al catalyst forming the most stable intermediate Int1 before reaching the highest transition state. This was found to be a favourable interaction, with an unexpectedly lower energy for the coordination of GLY to the Al centre via the alcohol unit (Int1) rather than the epoxy group. Deprotonation of Int1 by the ligand with a barrier of 14.5 kcal mol −1 leads to an alkoxide species. Initially we found a stepwise pathway for the subsequent reaction with CO 2 to form a carbonate species, which ring-opens the epoxide and allows for formation of GLC. This reaction path, without water (blue line in Fig. 3 ), presents an overall energy barrier of 46.2 kcal mol −1 , which is too high and not in agreement with the experimental data (23.3 kcal mol ) for the ratedetermining step by facilitating CO 2 insertion, proton transfer to the epoxide and ring-opening in a concerted manner. This is consistent with an experimental comparison between anhydrous and normal conditions (32% versus 62% GLC yield respectively; Supplementary  Fig. 2 ). It should be further noted that under the experimental conditions used, no hydrolysis of the GLY to glycerol was observed (see also Supplementary Table 2 ).
The insertion of CO 2 and ring-opening of the epoxide in the presence of water thus takes place via a concerted mechanism (green trace in formation between the alkoxide and CO 2 leads to intermediate Int3 with a chelating hemi-ester of a carbonic acid anion. Finally, the second transition state with the highest energy barrier is reached by epoxide ring-opening via a concerted mechanism, leading to formation of the Al-bound cyclic carbonate (Int4/Int4′ ) followed by the release of the free product (GLC).
The activation energy of the overall reaction determined experimentally was 23.3 kcal mol −1 (Fig. 2b) , which is in fair agreement with the DFT-computed value of 24.6 kcal mol . An intermolecular case where a bicarbonate anion formed by CO 2 and traces of H 2 O triggers the ring-opening of propylene oxide has been reported by Ema et al., with a reduction of 12 kcal mol −1 in the calculated activation energy compared to the water-free case 51 . However, we did not observe any beneficial effect towards GLY conversion on adding an external bicarbonate species (Supplementary Table 1) , implying that free bicarbonate species are probably spectators under our experimental conditions. In contrast, a favourable intramolecular attack in the alkyl carbonate anion transition state (Int3) with H 2 O facilitating proton transfer leads to a lower energy barrier in this rate-determining step. However, the current experimental data discussed so far are insufficient to support the existence of these calculated intermediates under the experimental conditions. Therefore, to gather further experimental support for the reaction pathway proposed by our DFT calculations, in situ attenuated total reflection (ATR) infrared spectroscopy in the solid and liquid state and operando high-pressure transmission infrared spectroscopy were used to scrutinize the coordination environment of the Al centre and the key interactions between the reaction components as presented below.
Solid-state ATR infrared spectroscopy. The structure of the Al catalyst (Al THF L, Fig. 1 ) was previously determined by X-ray analysis 52 , showing the disposition of L and an axial THF ligand coordinating to the Al centre (Fig. 4 ). For precise comprehension of the vibrational fingerprints involving the Al site and intermolecular interactions with substrates, experimental and theoretical infrared spectra of the Al complex with THF (Al THF L) and without THF (Al(L)) were compared for unambiguous assignments (Fig. 4a and Supplementary Fig. 4 . The vibrational frequencies of the highlighted bands are summarized in Table 1 . Table 1 ) and Al(L) (C-N stretching band (peak 2) and Al-O stretching band of Al(L) (peak 4), Table 1 ). The bands of non-interacting C-H/C-C fragments of the ligand (for example, peak 6, Table 1 and other unlabelled vibrations) remain unchanged. These spectral changes are perfectly reproduced by the predicted infrared band shifts following coordination of THF to the Al centre (Fig. 4a) . Based on these vibrational features, interactions between GLY and Al(L) were studied by varying the amount of GLY with respect to Al(L) (Fig. 4b and Table 1 ). The major spectral changes are similar to those observed for THF coordination to Al(L) ( Table 1) , including a blueshift of the C-N vibration (peak 2, C-N), a redshift of the Al-O-Ph vibration (peak 4) and the appearance of an Al-GLY vibration (peak 5), confirming the coordination of GLY to the Al centre. The C-OH stretching band of GLY underwent a redshift from 1,035 (unbound state) to 1,008 cm −1 (peak 3), while the frequency of the C-O-C stretching band (901 cm −1 ) remained unchanged. A further increase in the relative amount of GLY to Al(L) from 1 to 2 molar equivalents resulted in an enhancement of the band attributed to the C-OH vibration of unbound GLY (Fig. 4b) . These results show that GLY binds to the Al centre through the oxygen atom of the OH group in a 1:1 stoichiometry. These data are fully in line with the DFT-predicted initial coordination of GLY to the Al complex (Int1).
A series of control experiments were conducted to compare the interactions of Al(L) with GLY and other O-containing molecules using the same ATR infrared method (Supplementary Fig. 3 ). The results show that Al(L) is able to coordinate both the alcohol group of isopropanol and the epoxy group of propylene epoxide, but it prefers to coordinate via the hydroxyl moiety (GLY) when both functional groups are present in the same molecule. In addition, no changes in the bonding environment of Al(L) were observed when it was treated with CO 2 and H 2 O under ambient conditions. These observations support that activation of the alcohol group in GLY by the Al complex is the first step in the catalytic cycle, which is distinctively different from well-known Al-based epoxy activation 52, 53 and Al-mediated CO 2 activation under harsh conditions (50 bar CO 2 , 50-100 °C) reported by North and co-workers 23 . This unusual alcohol activation mode was further confirmed in the solid state by X-ray analysis of the Al GLY L complex, showing that GLY is indeed coordinated to the metal via the hydroxyl group (see Int1 in Fig. 4b and X-ray structure in Supplementary Fig. 4 ). The crystallographic analysis thus aligns well with the intermediate species Int1 computed by DFT and the ATR infrared changes when combining Al(L) with GLY.
To understand the subsequent catalytic reaction steps, the first intermediate species (Int1, Al GLY L) in its solid form was treated under 30 bar of CO 2 at room temperature for 2 weeks and studied by ATR infrared spectroscopy (Fig. 4b) . After the CO 2 treatment, the GLY moiety in Al GLY L was converted to some carbonyl species as confirmed by the disappearance of the bands arising from the coordination of the C-OH fragment to the Al centre (peak 3) and Al-GLY (peak 5). Moreover, new bands appeared in the range 1,650-1,790 cm 54, 55 . Importantly, the band at 1,710 cm −1 was not present for the unbound GLC molecule and it was attributed to GLC bound to the Al complex as illustrated in Fig. 4b . Such a suggested structure and its characteristic vibrational frequency are consistent with Int4 proposed by the DFT calculations (Fig. 3) . The spectroscopic features of Al(L) on external addition of GLC ( (Fig. 4b ) was initially ascribed to the carbonate species of the water-free route in the DFT calculations (Fig. 3) . However, this and other intermediates ( Fig. 3 (Supplementary Fig. 5 ). This is consistent with the previous observations of the formation of stable GLY-water clusters 47, 48 . Such GLY-water clusters show similarities to that of the OH moiety of Int2 in the DFT calculations (Fig. 3) . At this point, however, there was no evidence for the interaction between CO 2 and the Al complex within such an ensemble, and further infrared studies were performed to gain more precise information regarding the ensemble generated in a reactive solution environment.
In situ ATR infrared spectroscopy in solution. Ensembles of GLY-water characterized by the band near 1,650 cm −1 were also observed under diluted conditions in an apolar solvent, similar to that of GLY-water in the solid state ( Supplementary Fig. 5 , Supplementary Discussion 6 and Fig. 4b ). The comparison between GLY ( Supplementary Fig. 5 ) and another epoxy alcohol (3,4-epoxy-1-butanol) having a longer alkyl alcohol side chain (Fig. 5) shows that the infrared signal of such ensembles increases with the alcohol chain length, further emphasizing the importance of the alcohol moiety.
The interaction of the latter epoxy alcohol with the other components present in the reaction mixture was further investigated using a set of specific sequences to identify the role of the epoxy alcohol-water ensembles under turnover conditions (Fig. 5) . The bottom spectrum shows that the ensemble (1,650 cm
) can be consistently generated from the epoxy alcohol and trace amounts of adventitious water present in the medium. To our surprise, on changing the atmosphere from Ar to CO 2 , the intensity of this band as well as those of epoxy alcohol in the lower frequency region ( Supplementary Fig. 5 ) was drastically enhanced. Even after the removal of CO 2 from the solution by carefully flushing with Ar (evident from the full disappearance of the band of dissolved CO 2 at about 2,340 cm ) even in the absence of dissolved CO 2 in the reaction mixture. The formation of the cyclic carbonate product could be further enhanced by addition of Al THF L. These results evidence that CO 2 is efficiently trapped in the ensemble before formation of the cyclic carbonate. Moreover, the CO 2 -containing ensemble interacts intermolecularly such that the dynamic dipoles of the OH bending (of water and the epoxy alcohol; 1,650 cm
) and of various vibrational modes of the epoxy alcohol are enhanced. Intriguingly, there was no indication of C= O stretching bands due to trapped CO 2 . However, a careful examination of the lower frequency region (Supplementary Fig. 6 ) shows the emergence of a band near 1,330 cm −1 when CO 2 is trapped. This vibrational frequency is similar to that of bicarbonate interacting with H 2 O molecules 56 . Thus, we conclude that CO 2 forms a dynamic ensemble with the epoxy alcohol and water through a strong hydrogen bonding network forming stable bicarbonate species and assembling these three components as an ensemble. It is noteworthy that the trapping of CO 2 could be observed only for epoxy alcohols but not for hydroxyl-free epoxides such as propylene oxide and methylprotected GLY, or the Al THF L catalyst (Supplementary Fig. 7 ). The presence of the alcohol group is thus essential to form the observed ensemble.
Comparison between Fig. 5a and Fig. 5b highlights the importance of the sequence for TBAI and Al THF L addition to the ensemble species, and it shows that formation of the cyclic carbonate product can occur by addition of TBAI to this epoxy alcohol-water-CO 2 ensemble-based medium under ambient conditions. A subtle increase in the intensity of the band at 1,650 cm −1 was observed when Al THF L was added to the ensemble (Fig. 5b) , indicative of an interaction with Al THF L and further enhancing the dynamic dipole of the ensemble. Thus, it seems that the Al complex interacts with and stabilizes the epoxy alcohol-water-CO 2 ensemble, facilitating the formation of Int2 and Int3 as determined by the DFT calculations (Fig. 3) . The catalyst plays a dual role: coordinating and stabilizing the deprotonated epoxy alcohol to the Al centre and having one of the phenolate arms acting as a non-innocent ligand in this proton-shuttling process (Supplementary Discussion 7) .
Operando high-pressure transmission infrared spectroscopy. The aforementioned ATR infrared spectra were collected under milder conditions (25 °C, up to 1 bar; for the reactor set up, see Supplementary Fig. 8 ) compared to the actual reaction conditions (75 °C, 10 bar), with the aim to understand the intermolecular interactions among the chemical components of the reaction mixture. Under these conditions, however, it is often difficult to provide enough energy to overcome the barriers associated with the transitional intermediates forming late-stage species. Indeed, we did not find any species preceded by high energy barriers (Fig. 3) or final products in the ATR infrared measurements under ambient conditions, except when applying more forcing conditions (that is, high CO 2 pressure combined with a two-week reaction time reported in Fig. 4b , or adding external nucleophile as shown in Fig. 5 ). As such, operando high-pressure infrared was performed to find evidence for the later-stage species and to monitor real-time changes under more realistic experimental conditions (75 °C, 10 bar; Fig. 6 ) in the absence of the nucleophile (TBAI).
A mixture of Al THF L and GLY, which was proved to evolve into Al-bound GLY (Int1 in Figs. 3 and 4) by ATR infrared measurements, was used as the background for the following measurements (for the reactor set up, see Supplementary Fig. 9 ). When CO 2 was introduced into the mixture, the interactions between CO 2 and Int1 led to the emergence of new bands at 1,837, 1,159 and 1,063 cm −1 . This chemical state is obviously different from the hydrogen bonding ensemble previously observed by the low-pressure ATR infrared measurements, probably because of its rapid conversion under these more forcing conditions. A new intermediate was observed with a band at 1,837 cm −1 that was not observed at ambient temperature. Further hints for the structure of this intermediate were obtained by a set of computed infrared spectra that revealed that Int3 has a matching C= O stretching frequency at 1,835 cm −1 ( Fig. 3 ; see Supplementary Table 5 for more information). Over time, formation of GLC was observed as the intensity of the GLC band at 1,790 cm −1 increased along with the appearance of a third peak at 1,740 cm , confirming that it indeed arises from a GLC-Al interaction.
The intensity of the band at 1,837 cm −1 assigned to Int3 was almost constant throughout the reaction, and at the initial N 2 -purging stage (Fig. 6) . On the other hand, when N 2 purging in the solution was complete (as evident from the absence of dissolved CO 2 at 2,340 cm
), the intensity of this band started to diminish. This implies that a certain CO 2 concentration in the solution is required to stabilize the formation of Int3, which is a reasonable assumption since the dissociated form (Int2) is energetically more stable (Fig. 3) . The constant concentration of Int3 in comparison to GLC (Supplementary Discussion 8) can be explained by the limited conversion of GLY in our study (about 40%) and also by the strong binding of GLY by the catalyst through the ensemble species. The above described in situ and operando spectroscopic results clearly illustrate that the CO 2 -trapped ensemble interacts strongly with the Al catalyst under the reaction condition, and forms the kinetically favoured intermediate Int3 before its transformation to GLC.
Conclusion
In conclusion, we have demonstrated through a combination of kinetic measurements, DFT calculations, X-ray analysis and multimodal spectroscopic techniques that elusive intermediates in important CO 2 transformation reactions can be experimentally trapped and identified under turnover conditions. Structural information for four key intermediates was obtained from combined experimental studies, and these data are in full accordance with the computational results. The epoxy alcohol-water cluster mediated by hydrogen bonding interactions was identified as a critical intermediate to trap CO 2 resulting in the formation of an epoxy alcohol-water-CO 2 intermediate and subsequent carbonate formation through an elusive alkyl carbonate under catalytic conditions. Multimodal spectroscopic techniques were used as nondestructive and versatile tools, allowing us to examine each key intermediate during the reaction and to analyse these step-by-step. Our results are expected to build a general spectroscopic and computational approach for the detailed mechanistic investigation of multiple-component solution systems that are often operative in various CO 2 conversion reactions.
Methods

Synthesis of Al
THF
L. In a typical procedure, a solution of the aminotriphenolate ligand precursor L(H 3 ) (1.0 g, 1.5 mmol) dissolved in THF was added to a stoichiometric amount of AlMe 3 (2 M in heptane, 0.75 ml, 1.5 mmol). The reaction mixture was stirred at room temperature for 2 h, after which the solvent was removed in vacuo and hexane was added to precipitate the product that was isolated by filtration and carefully dried. This procedure yields Al 
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